The inimical effects associated with heavy metals are serious concerns, particularly with respect to global health-related issues, because of their non-ecological characteristics and high toxicity. Current research in this area is focused on the synthesis of poly(acrylamide) grafted Cell@Fe 3 O 4 nanocomposites via oxidative free radical copolymerization of the acrylamide monomer and its application for the removal of Pb(II). The hybrid material was analyzed using different analytical techniques, including thermogravimetric analysis (TGA), Fourier transform-infrared spectroscopy (FTIR), X-ray diffraction (XRD), scanning electron microscopy (SEM), transmission electron microscopy (TEM), and Brunauer-Emmett-Teller (BET) analysis. The efficacious impact of variable parameters, including contact time, pH, material dose, initial Pb(II) concentration, and the temperature, was investigated and optimized using both batch and artificial neural networks (ANN). Surface digestion of metal ions is exceedingly pH-dependent, and higher adsorption efficiencies and adsorption capacities of Pb(II) were acquired at a pH value of 5. The acquired equilibrium data were analyzed using different isotherm models, including Langmuir, Freundlich, Temkin, and Redlich-Peterson models. In this investigation, the best performance was obtained using the Langmuir model. The maximum adsorption capacity of the material investigated via monolayer formation was determined to be 314.47 mg g −1 at 323 K, 239.74 mg g −1 at 313 K, and 100.79 mg g −1 at 303 K. Nanomaterials 2019, 9, 1687 2 of 25 these metals is considered to be a genuine global biohazard due to their non-ecological properties and toxicity [6] . Among the various heavy metals, Pb(II) is the most basic metal, is widespread, and is exceptionally poisonous, causing maladies such as cancer and adverse effects in individuals, even at low levels [7, 8] . As such, there has been considerable research on the development of eco-friendly, efficacious, and viable techniques for the sequestration of heavy metals. Examples of ongoing research related to this problem include precipitation [9], particle trade [10], electro-dialysis [11], layer filtration [12] , and adsorption [13] . Among these strategies, adsorption has been classified as the most promising strategy for wastewater treatment because of the high osmosis rate and simplicity of the approach, without causing adverse side effects [14] .
Introduction
Two examples of critical global issues include ecological assurance and vitality supply [1, 2] . The release of inorganic contaminants such as metals into groundwater from a variety of sources, including metal plating, refineries, and agrarian activities, has resulted in adverse health outcomes in humans and has negatively impacted the biological community [3] [4] [5] . The deleterious impact of 
Instrumentation
The surface morphology and fundamental composition of the nanocomposite were investigated using an electron amplifying instrument/energy-dispersive X-ray spectroscopy (SEM/EDX) (JSM, 6510LV, JEOL, Tokyo, Japan). The crucial dissemination and size of the nano support in the polymer network were characterized using TEM (JEM2100, JEOL, Tokyo, Japan). Inspection of the auxiliary functional groups present in the nanomaterial was facilitated using FTIR spectroscopy in the range of 400-4000 cm −1 using a Nicolet iS50 spectrometer (Madison, WI, USA) with KBr pellets. XRD characterization of the nanocomposite was done using a Bruker AXSD8 Advance X-beam diffractometer (Karlsruhe, Germany) with Cu Kα radiation (λ = 1.5406 Å) and a checking edge (10-80 • ). The textural properties of the nanocomposite were determined using N 2 sorption-desorption isotherms, and the surface zone pore measurement was facilitated via the application of the Brunauer-Emmett-Teller (BET) and Barett-Joyner-Halenda (BJH) methods. Results were recorded at a fluid N 2 temperature using a Nova Station instrument (NOVA, London, UK). The thermal stability of the integrated material was recorded using a Perkin Elmer STA 6000 analyzer (Perkin Elmer, Waltham, CA, USA) in a nitrogen environment at a warming rate of 10 • C/min. The variation of the surface charge for different surface pH conditions of the nanocomposite was analyzed by utilizing a zeta analyzer (Malvern Instruments Corporation, Malvern, UK).
Optimization Experiments
Adsorption tests were performed by utilizing the batch process for a fluid with an optimum pH and a temperature of 323 K. An amount of 0.03 g (1.5 g L −1 ) of nano-sorbent was added to 20 mL of metal particles with a concentration of 100 mg L −1 , and the mixture was placed in an ultrasonicator at optimum conditions. Subsequently, the adsorbent was separated and the supernatant was collected for detection of Pb(II) concentration by atomic absorbance spectrophotometer (AAS, GBC Avanta M, Braeside, Australia). Analysis of the sonication time was performed over a period of 5-300 min using 100 mg L −1 of metal particles at an ideal pH. The impact of the adsorbent portion and the metal particles was also considered. Measurement of metal particles adsorption onto PAC@Fe 3 O 4 was performed using the mass equalization relationship, as follows:
where q e is the proportion of Pb(II) adsorbed per unit gram of the adsorbent (mg g −1 ); C 0 and C e are the concentrations of the Pb(II) in the initial course of action (mg L −1 ) and due to sequestration; the proportion of the adsorbate solution is represented as V (0.02 L); W is the proportion of the nanomaterial used (g).
Isotherm Studies
The isotherm studies related to the adsorption process depict the effect of metal ion centers around the proportion of Pb(II) accumulated on the surface of the adsorbent to achieve the optimum parity position in the scavenging technique. In the current study, Langmuir [31] , Freundlich [32] , Temkin [33] , and Redlich-Peterson [34] models were used with the test data. 
Nanomaterials 2019, 9, 1687 5 of 25 q e = K R C e 1 + a R C e g (6) The most prominent single layer adsorption capacity of the material is q m (mg g −1 ), where K L is the Langmuir constant (L mg −1 ) associated with the free energy of adsorption. The parameter K F (mg g −1 ) is the sorption capacity for Pb(II) according to the Freundlich model, while 1/n represents the adsorption constraint and is a marker for the favorability of adsorption. The estimation for n > 1 addresses extraordinary adsorption conditions. The parameter R is the gas constant, which has a value of 8.314 J mol −1 K −1 ; T is the preeminent temperature (K); b is the Temkin constant related to the heat of adsorption (J mol −1 ); and A is the binding constant (L g −1 ). The variables K R (L g −1 ) and a R are the Redlich-Peterson (R-P) constants, and g is R-P constant with values in the range of 0-1.
Models for Kinetic Studies
The evaluation of the components of the sequestration process is indispensable in the application of this approach. To examine the component that oversees the adsorption method, the dynamic data were filtrated using Lagergren pseudo-first-order [35] , pseudo-second-order [36] , and intra-particle diffusion [37] . The non-straight plots for the given models are represented by Equations (7)-(9): q t = q e (1 − e −k 1 t ) (7) q t = k 2 q e 2 t 1 + k 2 q e t (8)
where q e (mg g −1 ) and q t (mg g −1 ) are the adsorption capacity of Pb(II) at equilibrium and time t (min), respectively, while k 1 (min −1 ), k 2 (g mg −1 min −1 ), and k int are related to the rate constants for the pseudo-first-order model, pseudo-second-order model, and the intra-particle diffusion rate constant (mg g −1 min 1 2 ).
Thermodynamic Aspect of Adsorption
Various thermodynamic parameters, such as entropy change, enthalpy change, and Gibbs energy, were evaluated to better understand the behavior of adsorption reaction with respect to temperature [38] . For this purpose, the thermodynamics of the process was investigated by using the Gibbs and van't Hoff equations, represented by Equations (10)- (12) :
ln
where R is the gas constant, K c (Cad/Ce) is the distribution coefficient, and T is the temperature of the course of action in degrees Celsius. The values of ∆G • and ∆S • were determined from the slope and intercept of a graph of lnK c as a function of 1/T, as shown in Figure S1 . The free energy change (∆G • ) can be determined based on the provided optimized experimental conditions, such as optimum temperature range:
Non-Direct Chi-Square (χ 2 ) Test
Non-linear relapses, such as the Chi-square (χ 2 ) test, normally include the minimization or expansion of error conveyance between the test information and the anticipated isotherm, depending on the union criteria [39] . The non-linear chi-square (χ 2 ) test is an investigative tool for error measurement and is vital for the best effective analysis of the adsorption information. A small value of χ 2 indicates that the information associated with the isotherm is similar to that of the trial data, while a large value is indicative of the variety of the test information. The main advantage of utilizing the Chi-square test is that it facilitates the examination of all isotherms on a similar abscissa and ordinate. 
Definition of ANN
The ANN module of MATLAB's statistical toolbox, R2013a, was utilized to predict the output of the adsorption process using a two-layer ANN, Levenberg-Marquardt back-propagation algorithm with 1000 iterations, a tangent sigmoid transfer function (tansig) at the hidden layer, and a linear transfer function (purelin) at the output layer. In this study, four neurons were applied at the initial Pb(II) concentration of 20-100 mg L −1 ), while adsorbent mass (0.5-5 g L −1 ), contact time (5-240 min), pH (1-6), one neuron (removal efficiency) in the output layer, and 1-20 neurons in the hidden layer were also applied. The normalization of the data was performed in the range of 0-1 to avoid the numerical imbalance due to small and large experimental weights [40, 41] . The normalization equation is given by Equation (15):
where y belongs to the systematized value of x i , and the minimum and maximum values of x i correspond to x min and x max , respectively. The mean square error (MSE) and regression coefficient (R 2 ) were defined to check the performance of the ANN models and are given as follows [27, 28] :
where y prd,i is the predicted value of the ANN model, y exp,i is the experimental value, N is the number of data, and y m is the average of the experimental values. Figure 2 shows the FTIR spectra of Fe 3 O 4 nanoparticles (NPs) that depict a high-intensity band at 581 cm −1 . This band is associated with the Fe-O stretching vibration from the magnetic nanoparticles [42] , and the bands at 1637 and 3423 cm −1 are associated with the O-H stretching modes and bending vibration of water, respectively. In the FTIR spectra of PAM, the absorbance band at 3448 cm −1 is due to amidogen. The absorbance peaks at 2923 cm −1 and 1659-1119 cm −1 are associated with the -CH 2 stretching vibrations, C=O stretching vibrations, N-H bending vibration, and C-N Nanomaterials 2019, 9, 1687 7 of 25 bond, respectively [43] . The FTIR spectra of PAC@Fe 3 O 4 reveals that the band at 3396 cm −1 is due to the -OH stretching vibration of cellulose, PAM, and Fe 3 O 4 .
Results and Discussion

Characterization of the Material
The other bands at 2915 cm −1 are attributed to the C-H asymmetric and symmetric stretching vibrations of the cellulosic ring and PAM. The peak at 1659 cm −1 is associated with the -C=O bond from PAM. The loop at 1324 cm −1 is a direct result of the OH bending vibrations. The absorption peaks at 1167-899 cm −1 are related to the -CH 2 parallel scissoring in the cellulosic pyranoid ring, C-O anti-symmetric bridge stretching, the crystal absorption peak of the cellulose C-O-C pyranoid ring skeletal vibrations, and β-glycosidic linkages [44] . It was determined that the peak at 574 cm −1 is associated with the Fe-O bond. The FTIR spectra of PAC@Fe 3 O 4 after adsorption of Pb(II) indicates a shift in the frequency at certain band points, suggesting the involvement of the -OH and -NH 2 groups for adsorption in the encapsulation process. Figure S2 represents the XRD spectra of cellulose and PAC@Fe 3 Figure 2 shows the FTIR spectra of Fe3O4 nanoparticles (NPs) that depict a high-intensity band at 581 cm −1 . This band is associated with the Fe-O stretching vibration from the magnetic nanoparticles [42] , and the bands at 1637 and 3423 cm −1 are associated with the O-H stretching modes and bending vibration of water, respectively. In the FTIR spectra of PAM, the absorbance band at 3448 cm −1 is due to amidogen. The absorbance peaks at 2923 cm −1 and 1659-1119 cm −1 are associated with the -CH2 stretching vibrations, C=O stretching vibrations, N-H bending vibration, and C-N bond, respectively [43] . The FTIR spectra of PAC@Fe3O4 reveals that the band at 3396 cm −1 is due to the -OH stretching vibration of cellulose, PAM, and Fe3O4.
The other bands at 2915 cm −1 are attributed to the C-H asymmetric and symmetric stretching vibrations of the cellulosic ring and PAM. The peak at 1659 cm −1 is associated with the -C=O bond from PAM. The loop at 1324 cm −1 is a direct result of the OH bending vibrations. The absorption peaks at 1167-899 cm −1 are related to the -CH2 parallel scissoring in the cellulosic pyranoid ring, C-O antisymmetric bridge stretching, the crystal absorption peak of the cellulose C-O-C pyranoid ring skeletal vibrations, and β-glycosidic linkages [44] . It was determined that the peak at 574 cm −1 is associated with the Fe-O bond. The FTIR spectra of PAC@Fe3O4 after adsorption of Pb(II) indicates a shift in the frequency at certain band points, suggesting the involvement of the -OH and -NH2 groups for adsorption in the encapsulation process. Figure S2 represents the XRD spectra of cellulose and PAC@Fe3O4. The characteristic peaks of cellulose are present at 2θ values of 22.27° and 34.28° [45] . After uniting and fusing Fe3O4 MNPs in the matrix of PAM-g-Cell, the crystalline structure transitioned to a semi-crystalline structure and there appeared to be specific crests in the XRD spectra of PAC@Fe3O4 at 42.43°, 56.62°, and 62.38°. These are characteristic peaks of Fe3O4 MNPs. The morphology of cellulose, PAM, and PAC@Fe3O4 nanocomposite, in addition to the EDX images before and after adsorption of Pb(II), are presented in Figure 3a -f. The structure of cellulose appears to be sinewy and smooth in the SEM image, while the PAM has an apparently flaky surface. Nonetheless, after fusion with PAM and support of the Fe3O4 MNPs, the sinewy structure transforms into a permeable material. After adsorption of Pb(II), the permeable structure transforms into irregular flakes because of adsorption of water molecules on the surface of the material, as shown in The morphology of cellulose, PAM, and PAC@Fe 3 O 4 nanocomposite, in addition to the EDX images before and after adsorption of Pb(II), are presented in Figure 3a -f. The structure of cellulose appears to be sinewy and smooth in the SEM image, while the PAM has an apparently flaky surface. Nonetheless, after fusion with PAM and support of the Fe 3 O 4 MNPs, the sinewy structure transforms into a permeable material. After adsorption of Pb(II), the permeable structure transforms into irregular flakes because of adsorption of water molecules on the surface of the material, as shown in Figure 3e . The SEM images are the basis of the inference that cellulose was effectively united with PAM with the reinforcement of Fe 3 O 4 MNPs nanoparticles in the hybrid copolymer framework. Nanomaterials 2019, 9, x FOR PEER REVIEW 8 of 23 Figure 3e . The SEM images are the basis of the inference that cellulose was effectively united with PAM with the reinforcement of Fe3O4 MNPs nanoparticles in the hybrid copolymer framework. EDX (Table 1) images of PAC@Fe3O4 before and after treatment were acquired to confirm the adherence of metal ions onto the exterior of PAC@Fe3O4, as shown in Figure 3d ,f. The appearance of the Pb(II) bar in the EDX spectrum of Pb(II) adsorbed on PAC@Fe3O4 indicates that there is adherence between the Pb(II) ions and the surface of the material. EDX (Table 1) images of PAC@Fe 3 O 4 before and after treatment were acquired to confirm the adherence of metal ions onto the exterior of PAC@Fe 3 O 4 , as shown in Figure 3d ,f. The appearance of the Pb(II) bar in the EDX spectrum of Pb(II) adsorbed on PAC@Fe 3 O 4 indicates that there is adherence between the Pb(II) ions and the surface of the material. It is difficult to analyze the distribution of Fe 3 O 4 MNPs in the polymer matrix because of the low magnification in the SEM micrographs. Thus, an appropriate technique for the analysis of the polymer framework is the utilization of TEM. Based on the TEM micrographs shown in Figure 4 It is difficult to analyze the distribution of Fe3O4 MNPs in the polymer matrix because of the low magnification in the SEM micrographs. Thus, an appropriate technique for the analysis of the polymer framework is the utilization of TEM. Based on the TEM micrographs shown in Figure 4 , Cell@Fe3O4 in association with PAM forms a nanocomposite, in which the nanoparticles are distributed throughout the polymer lattice. It is evident that the Fe3O4 MNPs were consistently covered by the PAM-g-Cell matrix. The average size of the Fe3O4 MNPs was 20.5 nm. Thermogravimetric techniques are effective strategies for illustrating the temperature response of a material to heat. Figure 5 shows the TGA spectra of cellulose and PAC@Fe3O4. From this figure, it is evident that the deterioration of pristine cellulose occurs in two stages. The initial step at 100.57 °C occurs because of the loss of hydrated and constituent water. The second stage involves weight reduction that occurs at approximately 159.80 to 594.55 °C. This is generally associated with the deterioration of cellulose (natural carbon) under oxidizing conditions [46] . Disintegration past 594.55 °C occurs because of oxidation of the decayed products of cellulose. In addition, PAC@Fe3O4 also undergoes a two-stage deterioration, as the first one indicated by a peak at 134.31 °C is due to the loss of water molecules. The second step occurs at approximately 188.62 to 297.37 °C, which can be inferred from cellulose deterioration. Weight reduction at more than 297.37 °C decreases because of the exceedingly stable spinel-organized Fe3O4 nanoparticles in the framework of the biopolymer. For the correlation of TGA thermograms of cellulose and PAC@Fe3O4 nanocomposites, it was determined that on average, 26% of the Fe3O4 nanoparticles are available in the polymer framework. Thermogravimetric techniques are effective strategies for illustrating the temperature response of a material to heat. Figure 5 shows the TGA spectra of cellulose and PAC@Fe 3 O 4 . From this figure, it is evident that the deterioration of pristine cellulose occurs in two stages. The initial step at 100.57 • C occurs because of the loss of hydrated and constituent water. The second stage involves weight reduction that occurs at approximately 159.80 to 594.55 • C. This is generally associated with the deterioration of cellulose (natural carbon) under oxidizing conditions [46] . Disintegration past 594.55 • C occurs because of oxidation of the decayed products of cellulose. In addition, PAC@Fe 3 O 4 also undergoes a two-stage deterioration, as the first one indicated by a peak at 134.31 • C is due to the loss of water molecules. The second step occurs at approximately 188.62 to 297.37 • C, which can be inferred from cellulose deterioration. Weight reduction at more than 297.37 • C decreases because of the exceedingly stable spinel-organized Fe 3 O 4 nanoparticles in the framework of the biopolymer. For the correlation of TGA thermograms of cellulose and PAC@Fe 3 O 4 nanocomposites, it was determined that on average, 26% of the Fe 3 O 4 nanoparticles are available in the polymer framework.
undergoes a two-stage deterioration, as the first one indicated by a peak at 134.31 °C is due to the loss of water molecules. The second step occurs at approximately 188.62 to 297.37 °C, which can be inferred from cellulose deterioration. Weight reduction at more than 297.37 °C decreases because of the exceedingly stable spinel-organized Fe3O4 nanoparticles in the framework of the biopolymer. For the correlation of TGA thermograms of cellulose and PAC@Fe3O4 nanocomposites, it was determined that on average, 26% of the Fe3O4 nanoparticles are available in the polymer framework. The surface area and porosity of the material can be evaluated using the N 2 adsorption-desorption curve at low temperature. The assembled isotherm and pore size distribution controlled by using the BJH model is illustrated in Figure 6 . The data reveals that the material can be considered as a mesoporous solid with a type IV isotherm based on to the IUPAC nomenclature, with pore closeness of various breadths [47] . From the literature, the surface territory and porosity of neat Fe 3 O 4 nanoparticles were observed to be 286.9 m 2 /g and 0.6928 cm 3 /g, respectively [48] . The normal hysteresis circle for this case is type H1, which is related to the permeable materials that display a limited dispersion of moderately uniform round and hollow pores [49] . The BET surface region of the nanocomposite produced by the N 2 adsorption-desorption technique was determined to be 65.89 m 2 /g, with a BJH porosity of 0.073 cm 3 The surface area and porosity of the material can be evaluated using the N2 adsorptiondesorption curve at low temperature. The assembled isotherm and pore size distribution controlled by using the BJH model is illustrated in Figure 6 . The data reveals that the material can be considered as a mesoporous solid with a type IV isotherm based on to the IUPAC nomenclature, with pore closeness of various breadths [47] . From the literature, the surface territory and porosity of neat Fe3O4 nanoparticles were observed to be 286.9 m 2 /g and 0.6928 cm 3 /g, respectively [48] . The normal hysteresis circle for this case is type H1, which is related to the permeable materials that display a limited dispersion of moderately uniform round and hollow pores [49] . The BET surface region of the nanocomposite produced by the N2 adsorption-desorption technique was determined to be 65.89 m 2 /g, with a BJH porosity of 0.073 cm 3 /g. The surface zone and explicit pore volume of Fe3O4 diminished in the PAC@Fe3O4 nanocomposite because of the disappearance of the nanoporosity of Fe3O4 nanoparticles due to functionalization with the PAM-g-Cell polymer lattice. The magnetic property of the material was analyzed by using a vibrating sample magnetometer (VSM) PAR 155 (Quantum Design, Manchester, UK) in the range of −10000 to +10000 Oe. The magnetic hysteresis (M-H) loop indicates that the material is showing ferromagnetic behavior at room temperature [50] . The saturation magnetization (m s ) value of Fe 3 O 4 MNPs depends upon the synthesis protocol and type of non-magnetic groups attached to their surfaces [51] . From the literature, it was found that the m s value for bare Fe 3 O 4 MNPs was 56.8 emu g −1 [52] , 75 emu g −1 [53] , 71.2 emu g −1 [54] , and 56 emu g −1 [55] , based on the difference in synthesis protocol. While looking at the Figure 7 , the m s value for the PAC@Fe 3 O 4 was found to be 40.80 emu g −1 . The decrement in the m s value of bare Fe 3 O 4 magnetic nanoparticles (MNPs) suggests the functionalization of non-magnetic polyacrylamide-g-cellulose matrix on the surface. Thus, based on the VSM studies, it was concluded that there is a correlation between Fe 3 O 4 MNPs and the polymer matrix, with a negative synergistic effect on magnetic properties due to the presence of non-magnetic mass. Figure S3 shows the zeta potential curve for PAC@Fe 3 O 4 as a function of pH, using 0.1 M KCl solution for a pH range of 1-10. Examination of this result revealed that the isoelectric point (IEP) of the material had a pH of 4.32. Hence, the surface of the nano-sorbent is positive below this pH value and negative above this value. The maximum and minimum values of the zeta potential were determined to be +35.68 mV at pH 1 and -38.67 at pH 10.
Adsorption Behavior of PAC@Fe 3 O 4 towards a Ternary System
Impact of pH
The pH of the process is the elementary variable in the sequestration response and the impact of this parameter was analyzed for values in the range of 1-7 with a precision of ±0.1, by keeping the other variables constant in the temperature range of 303-323 K. Figure 8a depicts the impact of pH on the sequestration rate of Pb(II) on PAC@Fe 3 O 4 . The sequestration rate of Pb(II) increased with the increase of the pH to a maximum value of pH 5 for Pb(II), because of the protonation of hydroxyl and carboxyl functional groups on the exterior of PAC@Fe 3 O 4 . Contrary to the experimental results, beyond pH 5, the take-up rate will decrease overall because of the complexation of metal ions as hydroxide. Therefore, the pH of 5 was selected as the ideal pH for Pb(II) for further examinations, because the best adsorption efficiencies of 60.82 mg g −1 at 323 K, 56.24 mg g −1 at 313 K, and 49.6 mg g −1 at 303 K were observed at this pH.
Impact of Contact Time
The agitation time is a pivotal variable that represents the impact of the adsorption. To determine the ideal time for maximum adsorption, a batch technique was performed that utilized 1.5 g L −1 of PAC@Fe 3 O 4 in Pb(II), with a concentration of 100 mg L −1 in a temporal range of 5-300 min and a temperature range of 303-323 K. The extent of the accumulated Pb(II) was controlled using a mass balance equation, represented by Equation (1). This behavior can be presented as a graph of agitation time vs. adsorption capacity, as shown in Figure 8b . The sequestration of metal ions is highly energetic in the initial 180 min, due to the availability of active functional sites on the surface of the adsorbent. In the following stage, with the consistent decline in the number of active sites, the take-up of Pb(II) is moderate, and no further change in the take-up phenomenon was observed after 180 min. The adsorption limit was determined to be 61.34 mg g −1 at 323 K, 58.34 mg g −1 at 313 K, and 54.22 mg g −1 at 303 K, for an agitation time of 180 min. This duration was selected as the optimum time for the adsorption of Pb(II).
Impact of the Initial Metal Ion Concentration
The initial metal ion concentration is an important driving force to overcome the mass transfer resistance of metal ions between the aqueous and solid phases [56] . A set of initial metal ion concentrations ranging from 20-100 mg L −1 were selected to observe the variation of adsorption capacity of PAC@Fe 3 O 4 with respect to the bulk metal ion concentration. The impact of metal ion concentration is represented in Figure 8c . It was observed that increasing the metal ion concentration resulted in a simultaneous increase in the adsorption efficiency of the material. This indicates that there was an increasing number of collisional interactions between the surface-active groups and the reactive metal ions [42] . The highest adsorption capacity with 100 mg L −1 Pb(II) was discovered as 61.34 mg g −1 at 323 K, 58.34 mg g −1 at 313 K, and 54.22 mg g −1 at 323 K.
Impact of Adsorbent Dose
One of the important batch parameters that greatly effects the behavior of the scavenging process is the amount of material used during the reaction. An amount in the range of 0.5 to 5 g L −1 was added to 100 mg L −1 of Pb(II) solution for 180 min, and the variation of the concentration of adsorbent on the removal rate of Pb(II) and the outcomes are presented in Figure 8d . It appears that the variation of the adsorbent concentration towards higher values is indicative of an increase in the removal rate of Pb(II) up to 1.5 g L −1 (0.03 g). However, further expansion of the concentration of the adsorbent reduces the removal rate. This pattern can be elucidated as the concentration of the adsorbent expands.
This pattern facilitates an increment in the number of particles in the solution, thereby providing a high density of surface-active sites for scavenging processes. However, further increments of the concentration of the adsorbent removal rate are minimized because of partial aggregation of adsorbent particles. As such, 1.5 g L −1 (0.03 g) was established as an ideal adsorbent concentration for further experimentation.
Impact of Temperature
The impact of temperature on the sequestration of Pb(II) can be observed in Figure 8a -d in the temperature range of 303-323 K. The variation of temperature in increasing order (i.e., from 303-323 K) accelerates the reaction kinetics due to the increase of the diffusion rate of metal ions across the external boundary layer and within the pores of the PAC@Fe 3 O 4 nanocomposite. In addition, at the maximum temperature, the energy of the system also facilitated the binding of Pb(II) on the surface of PAC@Fe 3 O 4 , thereby indicating that the sequestration of Pb(II) is controlled by an endothermic process. As a result, 323 K was selected as the ideal temperature for the remaining experiments.
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Adsorption Isotherms
According to the Langmuir model, a reversible chemical equilibrium exists between the surface of the material and the bulk solution, which is only limited for a finite number of active sites. The non-linear plot (Figure 9a ) for the Langmuir model was selected for Pb(II) based on non-linear regression. It can be observed from Table 2 that the highest monolayer adsorption capacities (q m ) controlled by the Langmuir model are 314.47, 239.34, and 100.79 mg g −1 for Pb(II) at 323, 313, and 303 K, respectively.
According to the Freundlich model, adsorption on the surface of a solid always follows the principle of heterogeneity (i.e., the formation of a multilayer of guest molecules on the surface). The values of K F and n were obtained by applying the equilibrium data to the non-linear regression (Figure 9b ). The interpretation of the type of interactions that occur between the metal ions and the sorbent is possible based on the value of the Freundlich constant n. If the value of n is greater than 1, then there will be strong interactions between Pb(II) and the sorbent (i.e., favorable adsorption). However, if n is less than 1, this does not favor adsorption. It is evident from Table 2 that for all the temperature runs, the estimation of n is higher than 1, which indicates that the adsorption of Pb(II) is favorable under the given optimized conditions. The values of R 2 and χ 2 were determined to be (0.99, 2.59) at 323 K, (0.98, 3.69) at 313 K, and (0.98, 0.57) at 303 K. The value of K F was determined to be 13.14 mg g −1 (dm 3 /g) n at 323 K, 4.48 mg g −1 (dm 3 /g) n at 313 K, and 2.22 mg g −1 (dm 3 /g) n at 303 K. Temkin isotherms take into account the impact of the heat of adsorption, which diminishes with the interactions of the adsorbate and the adsorbent. The non-linear plot (Figure 9c ) of q e versus C e facilitates the selection of the values of A T and b T . The Temkin constants incorporated in Table 2 clearly suggest that the adsorption proceeds via chemisorption of the Pb(II) rather than the ion exchange mechanism. The values for the binding constant A T , given in Table 2 as 1.39, 0.42 L, and 0.28 L mg −1 , account for the high proclivity of Pb(II) towards the adsorbent surface at 323, 313, and 303 K. The b T values are 131.96 J mol −1 at 323 K, 105.32 J mol −1 at 313 K, and 118.23 J mol −1 at 303 K. The R 2 and χ 2 values were determined to be (0.98, 3.72) at 323 K, (0.97, 5.64) at 313 K, and (0.97, 4.53) at 303 K. The value of g (0.96, 5.31, and 5.81) calculated using the R-P model (Figure 9d ) correspond to unity, indicating that the Langmuir model is the best model for analysis of the equilibrium data. Therefore, based on the higher value of the regression coefficient and the lower value of χ 2 (i.e., for Pb(II)), the values are 0.99, 0.99, and 0.99 and 0.10, 0.31, and 0.47 at 323, 313, and 303 K, respectively. This indicates that the Langmuir model is the best fitting model for fundamental experimental information in all temperature ranges.
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Adsorption Kinetics
Figure 10a-c was utilized to fit the equilibrium information obtained from the adsorption of Pb(II) (100 mg L −1 ) on PAC@Fe3O4 at an ideal pH and at temperatures of 323, 313, and 303 K. The values of the dynamic variables R 2 and χ 2 , which were determined using the non-linear method based on dynamic equations, are recorded in Table 3 . It is evident that the R 2 values (0.79, 0.82, and 0.89) are sufficiently large in combination with the low values of χ 2 (2.04, 2.06, and 1.17) for the application of the pseudo-second-order model (Figure 9b) , followed by the pseudo-first-order model (R 2 = 0.43, 0.46, and 0.56; χ 2 = 5.75, 6.30, and 4.67) (Figure 9a) . Therefore, the adsorption framework for Pb(II) onto PAC@Fe3O4 can be best depicted as a pseudo-second-order pathway, and the rate-determining step is possibly chemisorption at 323, 313, and 303 K. The higher estimation of 
Figure 10a-c was utilized to fit the equilibrium information obtained from the adsorption of Pb(II) (100 mg L −1 ) on PAC@Fe 3 O 4 at an ideal pH and at temperatures of 323, 313, and 303 K. The values of the dynamic variables R 2 and χ 2 , which were determined using the non-linear method based on dynamic equations, are recorded in Table 3 . It is evident that the R 2 values (0.79, 0.82, and 0.89) are sufficiently large in combination with the low values of χ 2 (2.04, 2.06, and 1.17) for the application of the pseudo-second-order model (Figure 9b) , followed by the pseudo-first-order model (R 2 = 0.43, 0.46, and 0.56; χ 2 = 5.75, 6.30, and 4.67) (Figure 9a ) at 323, 313, and 303 K. In addition, the q e,cal values (60.80, 57.85, and 53.89 mg g −1 ) selected from the pseudo-second interest condition were determined to potentially concur with the q e,exp values (61.34, 58.34, and 54.22 mg g −1 ). The q e,cal values (59.69, 56.64, and 52.74 mg g −1 ) evaluated from pseudo-first-order dynamic conditions have a base synchronization with the fundamental values, q e,exp (61.34, 58.34, and 54.22 mg g −1 ). Therefore, the adsorption framework for Pb(II) onto PAC@Fe 3 O 4 can be best depicted as a pseudo-second-order pathway, and the rate-determining step is possibly chemisorption at 323, 313, and 303 K. The higher estimation of k 2 of 0.019 g mg −1 min −1 at 323 K, 0.017 g mg −1 min −1 at 313 K, and 0.016 g mg −1 min −1 at 303 K indicates higher transport of Pb(II) from bulk to PAC@Fe 3 O 4 surfaces at a high temperature. Figure 9c demonstrates the intra-particle diffusion model, suggesting that the sequestration process is facilitated by a diffusion mechanism. 
Adsorption Thermodynamics
The thermodynamic parameters related to Pb(II) sequestration by the synthesized material were calculated using the Gibbs equation, and a plot of lnK c vs 1/T is given in Figure S1 . The positive values of ∆H • of 4.86 KJ mol −1 at 303 K, 5.66 KJ mol −1 at 313 K, and 7.30 KJ mol −1 at 323 K indicate that the adsorption process of Pb(II) on PAC@Fe 3 O 4 is endothermic. The values of ∆G • were negative for expansion in the range of 303-323 K. The negative magnitude of ∆G • increased with expansion in temperature range, suggesting that Pb(II) adsorption on the nanocomposite surface is unconstrained and the speed increases with temperature [57] . The positive estimation of ∆S • (0.031 KJ mol −1 K −1 at 303 K, 0.033 KJ mol −1 K −1 at 313 K, and 0.038 KJ mol −1 K −1 at 303 K) reveals intercession behavior and the increase of the degrees of freedom at the adsorbent-approach interface, with the confinement of the metal ions to the active sites of the adsorbent. This is indicative of the partial release of the solvated metal ion from the solvent molecule prior to adsorption, facilitating random behavior in the system. Nanomaterials 2019, 9, x FOR PEER REVIEW 15 of 23 k2 of 0.019 g mg −1 min −1 at 323 K, 0.017 g mg −1 min −1 at 313 K, and 0.016 g mg −1 min −1 at 303 K indicates higher transport of Pb(II) from bulk to PAC@Fe3O4 surfaces at a high temperature. Figure 9c demonstrates the intra-particle diffusion model, suggesting that the sequestration process is facilitated by a diffusion mechanism. 
The thermodynamic parameters related to Pb(II) sequestration by the synthesized material were calculated using the Gibbs equation, and a plot of lnKc vs 1/T is given in Figure S1 . The positive values of ΔH° of 4.86 KJ mol −1 at 303 K, 5.66 KJ mol −1 at 313 K, and 7.30 KJ mol −1 at 323 K indicate that the adsorption process of Pb(II) on PAC@Fe3O4 is endothermic. The values of ΔG° were negative for expansion in the range of 303-323 K. The negative magnitude of ΔG° increased with expansion in temperature range, suggesting that Pb(II) adsorption on the nanocomposite surface is unconstrained and the speed increases with temperature [57] . The positive estimation of ΔS° (0.031 KJ mol −1 K −1 at 303 K, 0.033 KJ mol −1 K −1 at 313 K, and 0.038 KJ mol −1 K −1 at 303 K) reveals intercession behavior and the increase of the degrees of freedom at the adsorbent-approach interface, with the confinement of the metal ions to the active sites of the adsorbent. This is indicative of the partial release of the solvated metal ion from the solvent molecule prior to adsorption, facilitating random behavior in the system. 
Adsorption Mechanism
Different mechanisms, such as the electron donor-acceptor complex, π-π interactions, and solvent impact, have been proposed to elucidate the adsorption mechanism of metal ions on the surface of nanocomposite materials [58] . Based on the FTIR spectra shown in Figure 2d , a metal donor-acceptor complex formation mechanism can be considered. In this case, the dynamic -NH2, -OH groups on the surface of the nanocomposite act as electron donors and the metal ions behave as electron acceptors. Examination of the EDX results shown in Figure 3d ,f, reveals that after adsorption of Pb(II), the N top completely vanishes from the spectra. This indicates that alongside the -OH groups, -NH2 groups take part in a complex formation with Pb(II). The kinetic variables in Table 3 demonstrate that the process of removal is controlled by chemical adsorption and may undergo electron donor-acceptor complex formation, in which a complex is formed between Pb(II) and PAC@Fe3O4 active surface sites. Figure 11a depicts the impact of various metal ions including Na + , K + , Mg 2+ , Ca 2+ , Cu 2+ , Cd 2+ , Ni 2+ , and Cr 6+ on the % adsorption of Pb(II) by PAC@Fe3O4. It was discovered that in the absence of other co-ions, the adsorption of Pb(II) was approximately 99%. For 20 ml of 50 mg L −1 solution of NaNO3, the adsorption effectiveness of Pb(II) was observed to be 99%, indicating that the proximity of the sodium particles does not have a synergistic impact on Pb(II) adsorption. The proximity of 20 mL of 50 mg L −1 solution of KNO3 caused a decrease of the adsorption proficiency to 96% for Pb(II), demonstrating a less significant effect of K + ions on Pb(II) adsorption. The presence of Mg 2+ ions significantly impacts the adsorption of Pb(II) because of identical charge valence for a specific adsorption site on the surface of the material. The mg 2+ particles significantly reduce the adsorption capacity of Pb(II) from 99% to 90%. With a larger size and competing valency, Ca 2+ reduces the efficiency of the material towards Pb(II) from 99% to 85%. The presence of Cr 6+ ions show a very small effect on adsorption of Pb(II) by asserting a decline of only 4% on Pb(II) adsorption. This may be due to the application of high pH (5) condition, as the optimized pH for Cr 6+ adsorption lies in the range of 2.5-3.5 [59] , while the presence of Ni 2+ , Cu 2+ , and Cd 2+ show a minimal to significant effect on Pb(II) adsorption, with decreased values of 90%, 79%, and 70% from 99%. Again, the solution pH plays an important key role here, as the optimum pH for Ni 2+ adsorption is in the range of 6-7 [60] , while for Cu 2+ it is 5.5-6.5 and for Cd 2+ it is 6-8 [61, 62] . Therefore, it was concluded that the presence of Ca 2+ , Cu 2+ , and Cd 2+ in the wastewater can significantly affect the Pb(II) on PAC@Fe3O4 based on the pH condition of the system. 
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Impact of Other Competitive Ions
Desorption and Regeneration Tests
The strength and reusability of an adsorbent are critical from an environmental and economic perspective. HNO 3 (0.1 M) was utilized as a desorbing agent instead of HCl and Ethylenediaminetetraacetic acid (EDTA). PAC@Fe 3 O 4 was utilized for 5 progressive adsorption-recovery cycles, and the results are presented in Figure 11b . Considering the adsorption-desorption process limit with regards to Pb(II), there was a reduction from 98% to 20.15% for Pb(II). Based on these outcomes, it was assumed that the PAC@Fe 3 O 4 material can be utilized for multiple cycles. Nanomaterials 2019, 9, x FOR PEER REVIEW 17 of 23
The strength and reusability of an adsorbent are critical from an environmental and economic perspective. HNO3 (0.1 M) was utilized as a desorbing agent instead of HCl and Ethylenediaminetetraacetic acid (EDTA). PAC@Fe3O4 was utilized for 5 progressive adsorptionrecovery cycles, and the results are presented in Figure 11b . Considering the adsorption-desorption process limit with regards to Pb(II), there was a reduction from 98% to 20.15% for Pb(II). Based on these outcomes, it was assumed that the PAC@Fe3O4 material can be utilized for multiple cycles. 
Optimization of the ANN Structure
To train and test the neural network model, the ANN tool was utilized to compute the scavenging process based on the application of the experimental data at different operating conditions [40] . The optimization of the module was assessed with the aim of minimizing the MSE value and maximizing the R 2 value of the testing set (1-20 neurons correspond to the hidden layer). Figure 12a illustrates the relationship between the neuron number of the hidden layer and the MSE for the Levenberg-Marquardt algorithm for Pb(II) adsorption. It is evident from the figure that with the increase in the number of neurons in the hidden layer, there is a decrease in value of MSE. Table  4 represents the variation of the number of neurons with respect to the R 2 and MSE values for the ANN model. The results suggest that the R 2 and MSE values are 0.9915 and 0.0010, respectively. As such, the model associated with 10 hidden neurons for the selected ANN module was preferred for the interpretation of the adsorption behavior of Pb(II) on the nano-sorbent. 
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Optimization of the ANN Structure
To train and test the neural network model, the ANN tool was utilized to compute the scavenging process based on the application of the experimental data at different operating conditions [40] . The optimization of the module was assessed with the aim of minimizing the MSE value and maximizing the R 2 value of the testing set (1-20 neurons correspond to the hidden layer). Figure 12a illustrates the relationship between the neuron number of the hidden layer and the MSE for the Levenberg-Marquardt algorithm for Pb(II) adsorption. It is evident from the figure that with the increase in the number of neurons in the hidden layer, there is a decrease in value of MSE. Table  4 represents the variation of the number of neurons with respect to the R 2 and MSE values for the ANN model. The results suggest that the R 2 and MSE values are 0.9915 and 0.0010, respectively. As such, the model associated with 10 hidden neurons for the selected ANN module was preferred for the interpretation of the adsorption behavior of Pb(II) on the nano-sorbent. As seen in Figure 13 , there is a good agreement between the experimental data and the predicted data, which represents the predicted removal data for training and testing. The input and output data can be correlated to each other using an equation called the objective function, which is given as follows: ANNOutput = Purelin(w2 * tan sig(w1 * [x(1); x(2); x(3); x(4)] + b1) + b2)
where x(1), x (2) , and x(3) represent the inputs, w1 and b1 are the weight and bias of the hidden layer, respectively, and w2 and b2 are the weight and bias of the output layers, respectively. Table 5 shows the weight and bias values of each layer, which were determined from the optimum ANN structure. Figure 13 represents the regression coefficient plot for the proposed ANN model. A value of 0.92 indicates a good correlation between the experimental and predicted data. The point data prediction by the ANN module was approximately equal to the values observed by the batch model (i.e., optimum time of 178.85 min, pH 4.89, adsorbent dose of 1.41 g L −1 , and Pb(II) concentration of 98.55 mg L −1 . Nanomaterials 2019, 9, x FOR PEER REVIEW 19 of 23 Figure 13 . The experimental data versus the predicted data of normalized removal from the ANN for Pb(II). Figure 13 . The experimental data versus the predicted data of normalized removal from the ANN for Pb(II). 
Conclusions
Fe 3 O 4 NPs were synthetically changed by cellulose via copolymerization with poly(acrylamide) by free radical polymerization to create a novel, eco-friendly nano-sorbent (20.5 ± 1.5 nm), PAC@Fe 3 O 4 , for economical and proficient evacuation of Pb(II) (q max = 314.47 mg g −1 at 323 K, 239.34 mg g −1 at 313 K, and 100.79 mg g −1 at 303 K) from a watery framework media at a pH of 5. The synthetic structure, surface properties, molecule size, and morphology of PAC@Fe 3 O 4 were determined using fitting strategies. The fitting of the test data to various isotherm models under streamlined conditions confirmed the ability of the Langmuir model to elucidate the adsorption and the pseudo-second-order model to describe the adsorption rate condition. Thermodynamic examination depicts the adsorption as an endothermic and plausible physical process. It was possible to discharge the adsorbed metal particles from PAC@Fe 3 O 4 using 0.1 M HNO 3 to achieve a recuperation rate in excess of 35% for Pb(II) after five adsorption-desorption cycles. The incorporated nano-sorbent was confirmed to be a proficient and powerful stage-extractor of Pb(II) from wastewater and is potentially more efficient for extraction processes at the industrial level. As we know, most of the chemical industries discharge effluent, which contains Pb(II) in the range of 10-30 mg L −1 . In the present study, the PAC@Fe 3 O 4 material can remove 100 mg of L −1 Pb(II) with optimal efficiency and affinity. Thus, the present study has practical significance for wastewater treatment at the pilot scale in industries.
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